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Hexagonal boron nitride (hBN) is a wide bandgap van der Waals
material with unique optical properties that make it attractive for
two dimensional (2D) photonic and optoelectronic devices.
However, broad deployment and exploitation of hBN is limited by
alack of suitable material and device processing and nano proto-
typing techniques. Here we present a high resolution, single step
electron beam technique for chemical dry etching of hBN. Etching
is achieved using H2O as a precursor gas, at both room tempera-
ture and elevated hBN temperatures. The technique enables
damage-free, nano scale, iterative patterning of supported and
suspended 2D hBN, thus opening the door to facile fabrication of
hBN-based 2D heterostructures and devices.
Hexagonal BN is a layered material with a wide range of appli-
cations in electronics,1 photonics2,3 and catalysis.4 In particu-
lar, the two-dimensional form of hexagonal boron nitride
(hBN) has recently attracted considerable interest for quantum
technologies,5 polaritonics, and as a unique natural hyperbolic
metamaterial.3,6 However, the applicability and wide deploy-
ment of hBN in scalable devices is presently limited by a lack
of suitable nanoscale processing techniques, particularly
growth and etching.
Etching of hBN is typically realized by high temperature
annealing in H2/Ar
7,8 or oxidizing environments,9 or by reac-
tive ion etching (RIE).10 However, the annealing techniques do
not allow deterministic fabrication of desired hBN patterns
and geometries, and RIE requires cumbersome, multi-step
alignment and masking procedures. Direct-write patterning
has been demonstrated by high energy electron11–13 and ion
bombardment10,14 using transmission electron microscopy
(TEM) and focused ion beam (FIB) techniques. These tech-
niques have limited applicability because the TEM approach
requires the use of electron-transparent substrates, and FIB
damage compromises surrounding and underlying materials
through severe ion beam damage and ion implantation.
Here we present a direct-write, high resolution process for
deterministic chemical dry etching of hBN. The etching is per-
formed using a scanning electron microscope (SEM) simply by
using H2O vapor as an etch precursor gas. The single step
process, illustrated schematically in Fig. 1a, is highly versatile,
works at room and elevated temperatures, and enables iterative
fabrication of arbitrary nano scale patterns defined simply by
the scan pattern of the electron beam. The etching can be per-
formed at room temperatures, and at elevated substrate temp-
eratures, consistent with a revised model of gas-mediated
electron beam induced etching (EBIE) that was proposed
Fig. 1 (a) Schematic illustration of electron beam induced etching of
hBN performed using H2O vapor as the etch precursor. (b, c) Patterns
fabricated in hBN. Dark areas are regions from which hBN was removed
by the electron beam. The surface roughness seen in the images is
caused by backscattered electrons exiting the sample beyond the region
irradiated by the beam.
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recently15 in order to explain H2O-mediated EBIE of single
crystal diamond. Our findings expand the toolkit for determi-
nistic nanoscale processing of hBN, and provide independent
evidence for a model of EBIE15 in which the critical, rate-limit-
ing role of electrons in EBIE is stimulated desorption of etch
reaction products rather than the dissociation of surface-
adsorbed precursor molecules.
Bulk hBN grown by a high temperature, high pressure
process16 was mechanically exfoliated onto a Si(111) substrate
covered with a native oxide layer. The exfoliated hBN flakes on
Si were rinsed with acetone and IPA and dried under flowing
N2. To perform EBIE,
17–22 the hBN samples were mounted
onto a heating stage in a customized FEI field emission SEM23
and plasma treated overnight at room temperature with a mild
15 W delocalised plasma in a low vacuum O2 environment of
13 Pa to remove carbon contaminants resulting from the
exfoliation process. The plasma treatment improves EBIE
repeatability and enables quantitive measurements of etch
rates,24 but does not result in etching or damage to the hBN
(Fig. S1†). Following plasma cleaning, the system was pumped
down to high vacuum and the chamber was filled with water
vapor to a pressure of 8 Pa (electron irradiation of hBN in high
vacuum gave rise to extremely slow etch rates attributed to the
presence of residual H2O in the SEM chamber
25). The electron
beam current was fixed at 1.35 nA for all EBIE experiments,
and the beam energy was either 25 keV (Fig. 3) or 15 keV.
Etching was done using a focused, Gaussian electron beam,
except for etch pits made to characterize the etch rate as a
function of time and temperature (Fig. 5), which were fabri-
cated using a stationary top-hat beam with a diameter of
200 nm. Etch pit depths were measured by atomic force
microscopy (AFM). Auger electron analysis was performed
ex situ using a nano-Auger Electron Spectrometer (AES, Omicron
nanoSAM), in ultrahigh vacuum conditions.
Electron beam irradiation in the presence of H2O vapor
gives rise to localized etching of hBN, and the beam can be
scanned to create arbitrary, complex patterns deterministically.
As examples, we show an array of waveguides in Fig. 1b, and
the logo of the University of Technology Sydney in Fig. 1c. The
etch technique is very versatile, but gives rise to the surface
roughness seen around the etched patterns. To understand
and mitigate this roughening, we characterized the time evol-
ution of the etched surface. Initially (i.e., at low electron flu-
ences), the etch process causes roughening of the hBN surface,
followed by complete removal of hBN under the electron
beam. The time-evolution of the surface morphology is seen in
Fig. 2a where regions 1 to 5 correspond to areas of a hBN flake
that were irradiated with electron beam fluences of 1.7, 5.1, 11,
19 and 33 × 1020 cm−2, respectively. Fig. 2b shows Auger elec-
tron spectra taken from each of the 5 regions shown in Fig. 2a.
Regions 1–4 contain boron and nitrogen, and both elements
are absent from region 5. The spectra also show that the inten-
sity of the OKLL oxygen peak increases monotonically with elec-
tron fluence, and it is most intense in region 5. Thus the
increase in oxygen is attributed to the native silicon oxide layer
of the substrate. The residual fragments seen in regions 1–4
(Fig. 2a) are comprised of boron and nitrogen, as is illustrated
by the high resolution secondary electron image, and the
boron, nitrogen and oxygen Auger maps shown in Fig. 2c.
Raman spectroscopy was also undertaken before and after
EBIE of hBN and shows no change to the hBN Raman line
(Fig. S2†).
The crystallographic structure of the fragments was con-
firmed by selected area electron diffraction (SAED). Fig. 3a is a
TEM image of a hBN flake that contains a hole (bottom right-
hand corner) etched by EBIE. Fig. 3b is a SAED pattern taken
from a pristine region of the flake that had not been etched by
EBIE, while Fig. 3(c and d) shows patterns from two regions
indicated on the TEM image, at the periphery of the etch pit.
The material in regions (c) and (d) is residue left behind by
incomplete etching. All three diffraction patters were indexed
as hBN, confirming that the corresponding contrast seen in
SEM images (Fig. 1b, c and 2a) corresponds to hBN fragments.
Hence, both the Auger and TEM data show that, during the
initial phase of EBIE, low dose electron exposure gives rise to
the formation of hBN fragments with a diameter of ∼30 nm,
prior to complete volatilization and removal of the boron and
nitrogen constituents.
Fig. 2 (a) Flake of hBN that was processed using 5 electron doses corresponding to electron beam fluences of 1.7, 5.1, 11, 19 and 33 × 1020 cm−2
(regions 1–5, respectively). (b) Auger electron spectra acquired from the 5 regions shown in a. The peaks correspond to the 170 eV BKLL, 379 eV NKLL
and 507 eV OKLL Auger lines. The electron beam energy and current used for Auger analysis were 5 keV 1 nA, respectively. (c) Secondary electron
(SE) image and Auger maps of boron nitride fragments generated during etching.
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The hBN fragmentation process is problematic for practical
applications of the etch technique because it occurs beyond
the immediate area irradiated by the electron beam, and
hence damages hBN around the patterned nanostructures (see
Fig. 1b and c). We attribute this delocalized damage to incom-
plete etching caused by backscattered electrons (and so-called
‘type II’ secondary electrons26) that are emitted from the
sample after a large number of scattering events in the bulk
substrate below the hBN. The effect can be suppressed simply
by minimizing the size of the electron interaction volume in
the sample. This can be achieved either by using a low energy
electron beam (e.g. 1 keV whereby the width of the electron
interaction volume in most materials is on the order of 10 nm
(ref. 27)) or by eliminating the bulk Si substrate. The latter is
demonstrated in Fig. 4(a) by a series of lines etched into a hBN
flake suspended over a hole in a Si membrane with a 90 nm
thermal oxide layer. Fig. 4(b) is a close-up view of the lines,
and clearly shows the presence of fragmented hBN around
lines that were etched into hBN residing on the Si membrane
(left), and absence of such fragments around regions sus-
pended over a hole (right). The reduction in interaction
volume over the hole is illustrated in Fig. 4c by electron trajec-
tories simulated for a suspended 100 nm thick flake of hBN
(left), and for the same flake residing on a bulk Si substrate
(right). The simulations were performed for a 15 keV electron
beam using the Monte Carlo package CASINO.28 Further SEM
images and Monte Carlo simulations showing the differences
in fragmentation and surface roughness of suspended and
Fig. 3 (a) TEM image of a hBN flake that contains an etch pit (bottom right-hand corner) fabricated by EBIE. The insets (b) and (c) show selected
area electron diffraction patterns from the regions indicated on the image. The region indicated in (d) shows a pristine area of the hBN flake and the
inset shows its corresponding selected area electron diffraction pattern. All patterns were indexed as hBN.
Fig. 4 (a) A series of horizontal lines etched into a hBN flake suspended over a 1.3 micron hole in a Si membrane with a 90 nm thermal oxide layer.
(b) Close-up image of similar lines (indicated by arrows) showing the presence (left) and absence (right) of surface roughness in hBN residing on top
of a bulk substrate and over a hole, respectively. (c) Electron trajectories in a suspended 100 nm multilayer of hBN, and in the same hBN residing on
top of a bulk Si substrate. Red lines represent electrons that backscatter out of hBN. The roughness seen in (b) is attributed to backscattered
electrons.
Communication Nanoscale

































































































non-suspended hBN at primary beam energies between 5 and
25 keV are shown in Fig. S3–S5.† These results prove that the
delocalized damage is indeed caused by backscattered elec-
trons emitted from the sample, and that it can be suppressed
simply by minimizing the size of the electron interaction volume.
Having demonstrated the ability to etch hBN, we now
characterize the etch process to gain understanding of the
mechanism. Etch rate dependencies on temperature15 and
time24 have previously provided key insights into the under-
lying mechanisms. Hence, Fig. 5 shows plots of etch pit depth
versus (a) time and (b) temperature (up to 325 °C), revealing
that the etch rate is independent of both parameters. The fact
that the etch rate does not increase with time indicates that
the electron beam does not create chemically active defects
below the top monolayer24 of hBN. The lack of dependence on
temperature implies that the H2O precursor molecules dis-
sociate spontaneously, generating chemisorbed species (such
as H, O and OH) that bond to the surface and can contribute
to etching, irrespective of the substrate temperature15 (up to a
temperature of at least 325 °C). The dissociation likely takes
place at defects or edges of hBN sheets. Preferential chemi-
sorption at defects may explain the fragmentation of hBN
flakes (seen in Fig. 2a) that precedes the complete removal of
hBN by EBIE.
Our current data do not provide direct evidence for the
molecular species of the nitrogen and boron-containing reac-
tion products that desorb from the substrate during etching.
These molecules are extremely difficult to detect due to the
low absolute reaction product generation rates of EBIE.
However, we note that the formation of volatile nitrogen-
containing molecules is not surprising, as there exist numerous
potential candidates such as N2, N2O and NO2. Potential path-
ways for volatilization of boron are less obvious and may
involve the production of borane (BH3) or boric acid (H3BO3).
Finally, we note that the temperature-independence of the
etch rate seen in Fig. 5b implies that the critical role of elec-
trons in the etch process is not to dissociate physisorbed pre-
cursor molecules (i.e. H2O), as this would result in a rapid,
exponential decrease in etch rate with increasing temperature.
Instead, a likely key role of the electrons is stimulated desorp-
tion of the final reaction products, as has been argued recently
for the case of H2O EBIE of single crystal diamond.
15
In conclusion, we have demonstrated a novel H2O-mediated
electron beam induced etching process that enables high resolu-
tion patterning of hBN with nanoscale resolution. The etch
process likely proceeds through spontaneous dissociative chemi-
sorption of H2O at defects and at the edges of hBN sheets,
fragmentation of hBN into nanoscale hBN fragments, and
volatilization of the nitrogen and boron constituents. The etch
rate is found to be temperature independent, indicating the role
of the electrons is to remove the final reaction products rather
than dissociate the H2O precursor molecules. Our results will
advance the understanding of hBN chemical stability and accel-
erate its use in practical optoelectronic and photonic devices.
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